This document contains 6 pages: P a g e Scheme 1 Amino acid composition of the cyclic hexapeptide cFEE. S2 Residues are numbered from N ter to C ter . Cyclic structure is maintained by the Cys 1 -Cys 6 disulfide linkage. Figure S1 A. Example of mass spectrum obtained from LC-MS/MS analysis corresponding to the cFEE cyclic peptide (retention time 10.18 min; theoretical m/z = 715.2062). B. Raw MS/MS spectrum corresponding to the fragmentation of the cyclic peptide cFEE (precursor ion 715.20; charge state 1+). S3 Table S1 . Observed and calculated modes of glutamate. S4 Table S2 . Atomic Cartesian coordinates of cFEE as geometry optimized at the B3LYP/6-31G(d) level in a polarizable continuum mimicking methanol (ε r =32.63). S5
*Corresponding author: Prof. Mahmoud Ghomi, E-mail: mahmoud.ghomi@univ-paris13.fr This document contains 6 pages: P a g e Scheme 1 Amino acid composition of the cyclic hexapeptide cFEE. S2 Residues are numbered from N ter to C ter . Cyclic structure is maintained by the Cys 1 -Cys 6 disulfide linkage. Glu 5
Cys 6
Scheme 1 Amino acid composition of the cyclic hexapeptide cFEE. Residues are numbered from N ter to C ter . Cyclic structure is maintained by the Cys 1 -Cys 6 disulfide linkage. Figure 3C (Glu 1-) and Figure 3D (Glu 0 ) (see main text). Calculated data are those obtained from the lowest energy conformers of the amino acid (see main text for details).
c Assignments are obtained on the basis of potential energy distribution (PED), as expressed in terms of internal coordinates. asymm. bend. Asymmetric bending coordinate; ν and δ refer to bond-stretch and angular bending vibrational motions; CH 2 angular bending vibrations are assigned by using the local symmetrical coordinates (twisting, wagging, rocking). Table S2 . Atomic Cartesian coordinates of cFEE as geometry optimized at the B3LYP/6-31G(d) level in a polarizable continuum mimicking methanol (ε r =32.63).
(L) cFEE with a left-handed disulfide bridge (see Figure 6A , main text, for graphical representation).
(R) cFEE with a right-handed disulfide bridge (see Figure 6B , main text, for graphical representation). 
